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PPS 952208, BAS 352F in or on lettuce and stone fruits {paactes,
apricsis, chmrries, nectarises, plums). Ewvaluation of amalytical
methodology and residue data. - '

2. 5. Davis, Ph.D, Chemist, RC3, HED {T5-768) =
PH# 21 (4. Jacoby) and TOX, HED (T3-783) |
CYEEn: Richard b, Schmitt, Actiag C_iéi&?,"ﬁcésiéﬁa ﬁ!éﬁfsiry Branch {73-759)

BASF Wysndotie Corporation groposes that the follewing tolerances be
- sstablished for residuss of the funnicide 3-{3,5-dichloroaphenyl)-5-
- gbhanyi-S-meihyl-2 4-oxazelidimedione [RAS 352F, vimelozalin (150 srop.).
Ronitan] 2ad its dichlorcanilise - containing metabslites:

- peachss - 28 ppmi
» g o m{mg;_-.;___;__w..z%pgmrwi \ et
= Tettuece .. Imepm - T
- cherrles - 5 ppa 5
& o pestarines 0 - 245 :
o plyms 1.5 po

™ 7 Bu peveanest mia;zrazi.cés exist for BAS 352F, although & petition nrosesing
T’ 'a talerance of 10 ppa n or on strawberrias 13 pending (PP7 2F2205). & .
teuporary telerancs has bees established provisexly at S ppm for residues

- in or on strawbeprriss. B
The ;mﬁﬁiaaér Ars:qgasm an esperisental P, parnit {ar the tésting of
4,053 1b Ronilan {2028 1b ai) on 7,700 acres of Tettuce in 11 states
gnd 14,518 1b Rooilan {7.302 1b af) on 8,400 acreg of stone fruit {n 25

. %tates. , .

Comelusions -

a

1. The iaertﬁéees aot appear to de clesred uader 9120.1001.

: - The petitioner will seed to oblafn clearance for this imsrt or substitute
a sait_aﬂe altarnats. ‘ L ,

Za. .The label restrictisas for lettucs Which siate, "o aot apply =ore

than § 1b. of Ronilas in onc seuson® ara inapprepriate and should te

deleted or revised to specify the maximus smount applied per zcre in one

season. : ' :

Qb; The }éhﬁ‘! restrictions for itm fraft ir&icb,statz;,' "Ze mot apply more
than 14 Tb. of Ronilan 1o ese szason® are fnappropriate and showld bz daleted
or ravised te indicate the saxieum awsber of applications persitted per seasen.

3a. We consider the metaboliss studies adequats fo dempastrate that the

~ parent compound and 143 3.5-dichloroaniline - containing setsbolites ave
- the rasidues of concern 1n Tettuce and stome frult. o

~




-
4

3b. For the purposes of this petitisn in which no asfmal feed ftem i3
involved, we cossider the maturs of the restdue in znimals to ba adequatsly
delineatad. For any future propesed tolerances invelvieg animal foed uses,
a large asimal {Tactatisg ruminant) metabelism study will be required.

_— 4. Ko gas chrowmatograms were included to support the petftionar's clafm

| that BAS 352F and its metabolites (detersined as. acylated 3,5-dichlors- ,
aniline} could be distinsuishad by 8C amalysis from.the pesticides resistered
for use on sione frufts sed lettute. %e wil} resuire raw data, including
chromatograms, in order to delormine whethdr tha analytical method 3s .-
adequite for eeforcemest purpesss. = - S T

258, Ne Judes tha propesed iolerance of 19 ppm tnadequate to cover residues
~in or on lettuce which may rasult Tros thls wge. Me will reguive additional
- resldue data refy ecting tha proposed uss 4n erder to determing dn appropriate
talerance lovel. o T : N

< 5b. The avallable residue data for stone frufts do mot spacify the applica-

7 tfem rates in terss of b 21/100 mal er indicate the concentration ar spray
volume psr acre for most samples.  He are thursfors wmable to determine tha

- adeguacy of the propossd telarances for steme fruits. Additional data

- reflecting the proposed anplicatisn rates ia tarms of 1b a1/129 gal winl .

be required. The petftisner skould alse be asked to consider exprassing the

tolerance Yor sectarinas is whole nusbers, :

-

& :
- 8. Betause eo animal or peultry feed tioms ave favelvad in

this petition,
- thers 15 no reassnable 1ikzlibood of secondary residuss in

; eeat, milk,
-poultry, or augs, and Catesory 3 of Section 182.6{a) applies for ihis
proposed use, o :
&amgdatiaﬁ

r

Ye rocosmend against estadl {shaeat af
1-3 2&; Zhy _é), 5&3 &ﬁﬁ sba ’

thesa tolerances berause of caac?%ﬁws &

:

fote to PN: If and when these tolerances are established, they thoald be
exprassed 1a the more specific fares of parent and {ts 3,8-dichlomaniling
matabol{tes rather tha

3 the broadar term dichlorpasiline metabolites,
Detafled Considerations |

- Hangfacturing Precess

The maﬁaiuﬂng’ procass .has been descridad ié our previous review
_{memo of M. Halson, 7/23/73, PP¢ OF2208). BAS 352F 1s prepared by the

(504} 1s furmuated. in Germany-
;dre-glegred for ase Gader 400 1

. ' MATOVAS
(KT 08 T ENTIVHROANT SSE00Ed éeTEn




S

advised by J.} A.. Shaughnessy, BD (te?%ﬁoﬁ, 11/14779) that B9 records do not

indicate this Io be an exewpled iners.

The petitioner will need o obtain
tigarance for this inert from this Agsacy ovr sabstitute a 'sai_taé}e aitematm

The technical material fs 237 sure. Impurities faciude a waxinmum

"¢o do ot expect § residue problem frow the low Iéygis of these Impurities

Proposed Uss

Lettuce | N , - |
4p te 3 applications 'gxer vs’easmz '_ﬁay he pade with sround equipmest gt; rates
of 8.5 - 1 1b act/A.  Initisl spplication is recoumended withis E fays aftfr
thinning or 7-15 days after transplaniing lettuce, with subsequent spplicatiaons
14 days apari. Ho Iiaitation on treztwent te harvest fnterval 1s specified,
The Jabel restrictioas which state, *Io net #pply wore than 6 1h. @f Renilan
in one season” ar2 Inaporopriate and sheuld be delsted or revised tp speeify
the zaxinum awount applisd per acre in one s8R, -

Stong Fruits

For control of brown roi blossom and twig blight on staﬁe frﬁf%s,' the
petitiener proposes 2 minimum of 2 applicatioss at 2.75-1 15 act/10 sal
of spray with 14 days ketwsen applicatiocns and up o 3 addiiional biessenm

. sprays at 7-10 day imtervels. For fruft brown rof, Z applications st 8.75-1 b

act/160 gal of spray ara rocommeanded, the first 27 days before harvest and tha
sacond 10-14 days befare harvest. S : ;

The Tabs] restrictions which state, °Do not anply more than 14 1b of Bonflan

the maxizam nusber of applications permitted Rar season.

- in one season” are inapproprizte and showld be deleted or revised te indicate

Baturs of Rasidue

Studies of the méﬁabeﬁsa of # - azaiﬁam‘i’f’ ring hkﬂtd‘&ﬂs 352F fu strew-
berrdes, grapes, rats, and have besn detatled {n our evaluatien
of PPF 262058 (memo of 8. Hakhijsmd, 1719/73).. Suzmaries of wetabelic pathways .

- -and designation ef structures are xttached (Attachments 1 and 2).  In straw-

berries, the principal wetabolites sra 8 and Ts which degrade to form B, 3,5

dichlsroaniline, which #s conjugated, - N 4 o
. Date submitted with this petition Indicate deearboxylation, dealkylation,

and conjugation fn lettuce and psaches treated with

3E-phenylli-- € [soe

Attachment 3). Lettuce was traated twics at 1 Th/a 1.32 Ky at/ha) at Whe twe -

true Jea? stage aud 19 days Tater. Autoradlosraphy onifors trans--




After 21 days virtualiy é!?iaf the parent matarial had been oxidized t3 o

propased tolerances, since shells tre aot used as food.

dom

location within 1 day from the foliar aa;iié&tiax_siz% thoughout the nlamt. The
half-19fe of the parent compound was 4.3 days in the radlosciive dissipstion
study and & duys in mosradioactive fleld studies, :

Lettuce samples were homogenized with methanol, filtered, extructed with
methanol, concentrated, dissolved 4n water, and partitlaned with ethyl
acetate or with butanol following acidificetien. Afier further partitions,
samples weve analyzed by TLE, HPLC, and 52 - 835, Aliquots of the hutanol-
partition phase were zeld hydrolyasd or digested with 8-slucesidese ar _
pectinase enryuns and counted. Tets) residues wars guant{tated by the prorvosed
analytical enforcerent method which pmasures 1, 8-dichlarsantine~contatininy
wofetios, The major setabolites were 8, E, and S, and 2 small amount ef A

was alse formed., Metabolite B was conjugated to pectian, while S formed T
prior to rapld conjfusalion. Hatatelits © was dagraded F.

Close agreeégﬁk was observed betwesn samples measured by the radicassay-
conbustion mothod and those auaniified by the aralytical 2C-EC method. -
I a 12-day lettuce sample, 0.21 ppw or 927 of the total radioantive vesiduss

~were found by radloaszay after processing through the residus mothed, and

1.14 ppa were measered by 86-10, /

pelar material wost of which contained the diehleroaniline nolety and pectis.
The radioactive polar residues wers also cuantified according €0 the snalytical
method using 60-EC and the {dentity of the dichlersaniline molety confirmad

by BL-¥S and two-dimensional TLE. Over 599 of the polar restducs contained the

intact dichlorcantline moiety which could be released by alkaline hvdrolysis from
a larger structura. OFf the 0,27 ope total radicactive rasidues found by

- vadieassey, .19 ppm were measured by the anslytical 80-2C mathod.

A similar fractfomation schame waz employed to identify and quantitate the
wetebolites of BAS 352F 1n praches. Arproximataly 30 peachas of 1-3 inches
djameter were painted evesly with a 0.1 aguotws solution of 14-unifornly
ring-labeled parest compound as 2 50% &P at 0.78 kg af/ha. Samples of flesh
plus peel ware separated from stones and fractionation tontinved, with
characterization of metabolites by TLC, stlfca gel volums chromytogranhy,
HPLG, and 8C-BS. The following metabolites were ohseryved: B, 12,74 £,
4.6%; 5, 4.8%; B, 9.6%; and 517 as a very palar materfal, 927 of whieh
tontalned components with molecular weights » 500 (53% 0,500} aad partially
labile to glycolytic enzymss. The polar miterial alse contained the 2,%
dichloroantline motety, The half-1ifs of the pareat cempound wag 919
days, and the half-11fe of the tetal radivactive residues was about 16 days
according to one dissipation stusdy. The 3,5-dichloreaniline mofety comprises
nearly 852 of total radisactive resldues. -

In one pesch stone, nutmest and shell were analyzed separately. In the -
shall, 2 new motabelite, 3-chlorcaniline, was detected by HPLL and confirmad
by 60-HS. We consfder 1t umnecessary to include this wetabolite fn the

2

ue considar the metabolisw studles adequats to dempnstrate that the parent

; und and setabolites contatnfng the 3,5-dlehloreantline sotety are the

of concern 1 lettuce and stone fruits,

F




&

fFartier studies supzest that moetabelism {m rats 15 eisilar i that in
planis. except Matabelite T i3 the mxior metabolite, Metabslite ¥, &
dihydroxybutanoic actd, degrades further to producs 0. For ths purpeses
of this petifion in which oo animal fead Ytem 1z {nvolved, we consider the
nature of the residue s aninals ¢o be adeguately delimeated. For any
future propessd tolerancas Invelving animal fead uses, 2 large sniml
{(lactatiae runinant) metebolism study will bz reswlred.

Analyticel Methadulogy

Besiduas were analyzed by ea adepiatien of the mathod previeusly used for
strasberrics (BUC Anslrtical ¥athod Yo. Z5 for strawberriss, 758 for
lsttuce, 250 for stene fruiiz), which Jetermines residuss of BAS 382F
and 138 3,5-dichlorcaniline-containinyg setaboYites. The method {nvolves
release of 3.5-dichloronniiine from BAS 382F and ifs setabolites which
contatn this mlety by alkaline hydrolysis and giamlataneous staan disti)la-
tlea to achieve quentitalive fselation, chlerafivd partition for clsan-wm,
?sag;?a’%ysiﬁ by 8C<EC of the acrlated derivative of 3,%4ichlornnniline

A confirmatory method submitted in PP OFI203 {ncludes use of an altersals
GL-EC columm and/or use of #-specific elecirolytic conductivity detector.

The wethod has uadersens & swecessful methed trial on sirawbapriss fortified
at 18'aad 20 pom {PP2 OF220%, meme of 0. 7. Eakbilant, 9/7/79). Yscoveries
ranged from 74.0% - 38,645, The costrols were 0,05 pam, ,

Lattuce samples were fortified prior to albaling hydrolvsiz at 2.05 - I8¢
pom with BAS 3BIYF and et 0.0% -~ 13 oom with metabolites 8, B, £, &r 5.
Hetabol{te 2 has net beon Yduntified in lettuce But wes included in &hs
recovary sxserimenis. Recoverfes averegsd 97% for BAS 282F (ranged 2% -
128%), 352 for B (78 - 12%2), 887 fop T (87 - 115%), 297 for © 165 - 1287),
100¢ for § (Tl~ 135%). The methed was sessitive to 3t least .09 ppa
#ith controls  9.0% pom. ,

Stome fruit semples wers foriiffed st levels rangial frem 5.95 - 20 pom
8RS 3527 and metabolites 8, 2, £, and S, fecovery averaged 947 for BAS
J5EF {70 -« 103%), 20¢ for & () - 120%), 957 for £ (63 ~ 120%), 1014 for
£ {88 - 1238}, 907 for § (71 -~ 1297). The method wsx sessitive %s .08
~ ppe. and controls weare 0.0% ppm.

%5 4as chrometograss were included to suppert the setitioner’s clale that 5
BAS 352F and 1is metabelites [detersined as IOAD) could b distineuished

én the basis of G0 anslysis frow 49 pesticides registered for use on '
lattuce and 9 registersd Tor use on stoss frufis, s will requive raw
data, ¥ncludisg chromatosrams, i srder to daterming whether the amalytical
sethodology is adequate for enforcemset purposes.

Pesidus Jats
Storage Stability

Lettace
fata for the first § months of a Z-year storage gbudy

sazples wera fortiffed al 2 ppm and frozen af -
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1102}, for metabolite 3 107 (100 - 1152), fer metabolite ¥ 1017 (P4-324%),
setabelite 3 1037 {90 - 1213). ue consider the duta adequate ts demonsiraie
that BAS 252F and thrae of itz estshalites In Tettuce are stable over 2 .

sanths of freezisg.

Stone Fruiis

4 sistliar two-yesr study was inftlaled for stome Trulis and date submitied
for the Pirst sixz months of storege. In samples fortified al 2 pow.
recoveries were 549 from 3AS 153F (90 - 101%), 837 for metabolile &

{azf - 1629}, 94% for welabolite £ (91 ~ 282}, and 1921 for matabolite S

88 - 1114}, dessnstrative that the pavent coppound and thres of 11y
satzbolitas are stsble for 3 months under these storags coaditicns.

Field Studies /

Letiuce g

nesidue data wore ohtained From letlyce @itheyl wrapper ieav
Harvast samples reflectad 1-3 applicatfons at 6.5 or 1 1 :
doys. PHI, Bacsuse thers s no built-in PHI inharsnt in the propossd dse -
and no Hittation on trestsent to harvest {aterval specified, we have evaluated
residues data collected gt © or 1 day PHI follewing I epplications ai

1 16 at/a is dissipation studise. ¥e huve assumed 2 55 - 80 day meturity
perind for head lettuce and 45 - £0 day period fer leaf lettuce with thinning
2.4 weeks afier sesding or trassplanting 3 wesks afier g}ﬁgﬁ%ﬁ@. ‘

of the 4 samples aveilable, all contained residugs gucseding the proposed
rolerance, even with fewer aoplications than the maximum sersitted by the ,
praposed use. Resldues ranged from 32,3 ~760 ppm,  In one dissipatien study,
rosidues axceeding the folerasce werg-chserved even after ¥ davs. He indge
the propesed tolerancs of 10 ppe inddequate io cover resfdues which 'may result
from this use. We will require additional residee date reflecting the
propused use in erder io deteywine an appropriete telerance level.

Stens Frails

Fer most of the stone fruit samples, treatment rates are not expressed
_;zgzgg@§,51>%ﬁ’aii15§ gal. In the absence of risidue data reflecting the

. €84 use, we are unable to determins the adequacy of the pruposed

tolerances.
Paches | N

Peaches ware treated 1-12 tiwes at 0.6 ~ 3 10 ai/a and barvested '
at @ - 132 days after troatment. Spray volumes wera spacified for ouly 2
fow samples, Residues ranged from 0.89 - 4.3 ppw/in 22 of 26 samples
harvested at O - 10 days PHI and in 211 @ sgmples harvested after 10 days
PHI. In 4 other seaples harvested at § or 1 day PHI, hewaver, values wors
2}, 21,5, 16.4 aad 12.9 ppn. The last sample /received an sddittonst treat-
ment by postharvest di. at 1 1b at/i00 gal, Begsuse the petitioner does mot
indice eonsantrakion of sym;ﬁ . of the samples, we sfe ynable
b 1avel of restdues whic from th1s use. Additlomal
pplication rates in 9 710 ga) will be required.
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Apricots

fesidues 1o 7 apricot sawples from ong tres ranced from 7.0 - 14.2 ppm
followlng 2 or 3 applicatisns 22 1 16 affs 1n 200 gal/a with a 5-7 day
PHI. Additinmal vesidus data will be required 2o z??e& daterwination of the

adeguacy of telerances.
Pluss

Four sampias of plums collected at -0 days PHI were anaivzed. Rexfduss
seasured 7.38-0.87 ppw fellowling 2 or '3 troatments at 1 1b ai/s in 200
anlfa. & single prune plus saaple sxbibited 0,47 pon after four
applications oFf 1 15 ai/a at 7 days PHI.but ne spray velse was specified,
He will racufre sdditional residus dats o sﬁgyart the proposed tolerance

af 1 pom.
therries

For cherries, the only dets subwiited wore for thres samples barvested at
% and 7 days PHl. Residues ranged from 1.4-2.3 ppm after 3 or £ applite-
t4ons at ¥ 1k 2i/a in 180 aa?inﬁ He wil regs%?a additiznal rosidus 48ta
raflacting the prosesed use 1n srder to detormine the adequacy of the B ﬁ}ﬁ

- proposed folarancs.

Hectsrines

Residues of 1.8 and 1.5 pow were found in dwe nettering sanples collectad
1 day end 7 days after treatment. 5o spray volume was specifisd. Additiemsl
residue data are needed to seppert the tolorasce, The petitionsr should
be advised thet tolervasces zbavs 1 ppn srdinarily sre expressed is wholse
nusbers and revislon of the 2.% pps proposed tolsrenge sheuld be somsidered,

The patitioner bas net zapressed the application rates in terse of 1b 29/100
gal or indicated the concenteation or spray velume per acre Tor wmost sauples.

He ave thersfors gaable te deternine the adeguagy of the prapesed foleransss
for sione fraftsz. Additional data reflsecting the preposed applicaifon rales

in tores of b 21/100 gal will b wesuired. The petiticesr should gt
he asked to eonsider exprossing the telerancs for neciariaes In awgia aurbers.

deat, Pilk, Pouliry, and fzys

Ho feeding studles bave been perforssd. Becasse so animal or poyltry feed
ftems are favolved 4o this peiitfon, thers I8 no ressonagble Vkelihesd of

sassaﬁarg residuas s meat, =ik, powltry, or egus. Lategory 3 of Section
180.5{a) applies for this @r&ﬁaseﬁ use, For any future proposed tolerancas
involving foed ftems, Teeding studles will be required,

e

Attachrents {3)
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